Two new bisflavan-3-ols, named colletinin A (1) and 2,2´´-diepicolletinin A (2) have been isolated from Rhododendron collettianum. Their structures were determined by means of 1D and 2D NMR analysis, aided by HREIMS data. The relative configuration was determined by means of 1 H-1 H NOESY correlation but the absolute configuration could not be established.
Phenolic compounds are ubiquitously found in plants and in food. It is well known that many phenolics have antioxidant as well as pro-oxidant properties which are also important for human nutrition [1] . This behaviour is particularly true for flavan-3-ols (catechins), which have in recent times been considered of great interest for both the food industry and for human health in general. For instance, flavan-3-ols have been found to inhibit tumour cell growth and virus infections [1] . As part of our systematic search for new bioactive lead compounds from Pakistani medicinal plants, we selected Rhododendron collettianum Aitch. & Hemsl. In our initial study we reported the isolation of two new compounds from the CHCl 3 soluble fraction of R. collettianum [2] . We now wish to describe the isolation of two further new compounds isolated from the EtOAc soluble fraction of the plant. Chromatographic fractionation resulted in the isolation and structural elucidation of two new bisflavan-3-ols, collettinin A (1), and 2,2´´-diepicolletinin A (2).
Dried and powdered aerial parts of R. collettianum were extracted with methanol. After evaporation [3, 4] . These spectral features suggested a biphenyl ether linkage connecting two flavan-3-ol moieties. This was further confirmed by the fact that, aside from the two oxygen-bearing pyran carbons (i.e. C-8a and C-8a′′) seven out of the nine remaining oxygen-bearing quaternary carbons in 1 were attached to hydroxyl groups. This finding strongly suggested that the remaining two oxygenated quaternary carbons are involved in the flavan-3-ol ether linkage. The ether linkage was deduced to be at C-2'→O→C-8'' due to the measured downfield shift of C-2' (δ 147.0) as compared with C-2''' (δ 145.9) and C-4' (δ 146.3), and from data from related flavan-3-ols [5] [6] [7] [8] . The HMBC spectrum of 1 further confirmed the involvement of C-2' and C-8'' in the interflavan-3-ol ether linkage, as these carbons showed correlations with H-3' and H-6' and H-6'', respectively (Figure 2) . The substitutions and the linkages at various positions of the dimer were confirmed by long-range HMBC experiments, the important correlations being shown in Figure 2 . Most particularly, the observation of a HMBC correlation between the 1 H signal at 6.08 and the 13 C signal of C-5´´ indicates that the former is due to H-6´´, thus excluding the existence of a C-2'→O→C-6'' ether linkage. In summary, we may conclude that compound 1 is a bisflavan-3-ol C-2'→O→C-8'' dimer.
The relative configuration of compound 1 was established to be 2S*,3S* through examination of NOESY cross-peaks (Figure 3 ). Cross-peaks between δ 2.95 (H-4b)/δ 4.23 (H-3), and between δ 4.23 (H-3)/δ 4.91 (H-2), in the NOESY spectrum of 1 established that H-2, H-3, and H-4b must be located on one face of the molecule. No such cross-peaks were observed between δ 2.76 (H-4a) with H-3 and H-4. Similar cross-peaks were also observed in the lower flavan-3-ol unit of compound 1 (see Figure 3) . Whereas the reported data permitted us to establish the relative configurational aspects of 1, its absolute configuration still remains to be established. Insufficient product was available for CD measurements.
The 1 H and 13 C NMR spectroscopic data (see Experimental) of 2 were very similar to those of colletinin A (1). However, one main difference was apparent in the NOESY spectrum ( Figure 3) . While cross-peaks between δ 2.89 (H-4b)/ δ 4.23 (H-3) were apparent, as observed for 1, no similar crosspeaks were observed between δ 4.23 (H-3)/δ 4.71 (H-2). In addition, we observed a cross-peak between δ 2.50 (H-4a)/ δ 4.71 (H-2). From all these features in the NOESY spectrum we concluded that H-4b and H-3 must be on one face of the molecule and H-4a and H-2 would then be on the opposite face. This assignment was further supported by the slight upfield shifts in the 1 H-and 13 C NMR signals for H-2 (δ 4.71) and C-2 (δ 81.1) in the case of 2 as compared to the same atoms [H-2 (δ 4.91) and C-2 (δ 83.9)] in 1. Similar cross-peaks were also observed in the other flavan-3-ol unit of compound 2 ( Figure 2 ). This suggested the relative configuration of 2 to be 2R*,3*S. In summary, this indicates that compound 2 is the epimer of colletinin A (1) at carbons 2 and 2´´, i.e. 2,2´´-diepicolletinin A.
